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1. 

METHOD FOR MAKING REINFORCED 
POLYMER MATRIX COMPOSITES 

This application for patent is a continuation-in-part of U.S. 
patent application Ser. No. 1 1/695,877, which claims priority 
to U.S. Provisional Patent Application Ser. Nos. 60/789,300 
and 60/810,394, which are all hereby incorporated by refer 
ence herein. 

BACKGROUND INFORMATION 

Nanocomposites are composite materials that contain par 
ticles in a size range of 1-100 nanometers (nm). These mate 
rials bring into play the Submicron structural properties of 
molecules. These particles, such as clay and carbon nano 
tubes (CNTs), generally have excellent properties, a high 
aspect ratio, and a layered structure that maximizes bonding 
between the polymerand particles. Adding a small quantity of 
these additives (0.5-5%) can increase many of the properties 
of polymer materials, including higher strength, greater rigid 
ity, high heat resistance, higher UV resistance, lower water 
absorption rate, lower gas permeation rate, and other 
improved properties (see T. D. Formes, D. L. Hunter, and D. 
R. Paul, “Nylon-6 nanocomposites from Alkylammonium 
modified clay: The role of Alkyl tails on exfoliation.” Mac 
romolecules 37, pp. 1793-1798 (2004), which is hereby 
incorporated by reference herein). 

However, dispersion of the nanoparticles is very important 
to reinforce polymer matrix nanocomposites. Such disper 
sion of nanoparticles in the polymer matrix has been a prob 
lem. That is why those nanoparticle-reinforced nanocompos 
ites have not achieved excellent properties as expected (see 
Shamal K. Mhetre, Yong K. Kim, Steven B. Warner, Prabir K. 
Patra, Phaneshwar Katangur, and Autumn Dhanote, “Nano 
composites with functionalized carbon nanotubes.” Mat. Res. 
Soc. Symp. Proc. Vol. 788 (2004), which is hereby incorpo 
rated by reference herein). Researchers have claimed that 
in-situ polymerization of the nanocomposites can improve 
the dispersion of the nanoparticles (see Werner E. van Zyl. 
Monserrat Garcia, Bernard A. G. Schrauwen, Bart J. Kooi, 
Jeff Th. M. De Hosson, Henk Verweij, “Hybrid Polyamide/ 
Silica Nanocomposites: Synthesis and Mechanical Testing.” 
Macromol. Mater. Eng. 287, 106-110 (2002), which is hereby 
incorporated by reference herein). Better properties of the 
nanocomposites were somehow obtained. However, in-situ 
polymerization is not proven to be an acceptable manufactur 
ing process for polymer production. Also used has been a melt 
compounding process, which is a more popular and manu 
facturable process to make nanoparticle-reinforced polymer 
nanocomposites (see Eric Devaux, Serge Bourbigot, Ahmida 
El Achari, “Crystallization behavior of PA-6 clay nanocom 
posite Hybrid.” Journal of Applied Polymer Science, Vol. 86. 
2416-2423 (2002), which is hereby incorporated by reference 
herein), but the results have not been satisfactory. 

BRIEF DESCRIPTION OF DRAWINGS 

FIG. 1 illustrates a schematic diagram of a milling appa 
ratus; 

FIG. 2 illustrates a flow diagram of manufacturing nano 
particle reinforced polymer nanocomposites: 

FIG. 3 shows digital photographs of (a) neat nylon 6 pel 
lets, (b) a mixture of MWNT (0.4 wt.%)+nylon 6 pellets after 
a milling process (without moisture (e.g., water)), and (c) a 
mixture of MWNT (0.4 wt.%)+nylon 6 pellets after a milling 
process (with moisture (e.g., water)); 
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2 
FIG. 4 shows a digital photograph of a mixture of MWNT 

(3.0 wt.%)+nylon 6 pellets after a milling process (without 
moisture (e.g., water)); 

FIG. 5 shows a digital photograph of a mixture of MWNT 
(3.0 wt.%)+nylon 6 pellets after a milling process (with 10 ml 
solvent); 

FIG. 6 shows a digital photograph of a mixture of MWNT 
(3.0 wt.%)+nylon 6 pellets after a milling process (with 45 ml 
solvent); 

FIG. 7 shows a magnified digital photograph of image in 
FIG. 6; 

FIG. 8 shows a digital photograph of a cross-section view 
of the neat nylon 6 pellets (left) and 3.0 wt.% MWNTs coated 
onto the surfaces of the nylon 6 pellets (right); 

FIG.9 shows digital photographs of(a) MWNT (3.0 wt.%) 
reinforced nylon 6 nanocomposite (no milling process before 
melt compounding process), and (b) MWNT (3.0 wt.%) 
reinforced nylon 6 nanocomposite (a milling process was 
utilized of the mixture with the moisture (e.g., water) before 
melt compounding process), 

FIG. 10 shows a digital photograph of neat nylon 6 pellets 
(left) and 0.4 wt.% DWNT coated onto the surfaces of the 
nylon 6 pellets (right). 

DETAILED DESCRIPTION 

Improved mechanical properties of either clay or carbon 
nanotube (CNT)-reinforced polymer matrix nanocomposites 
are obtained by pre-treating nanoparticles and polymer pel 
lets prior to a melt compounding process. The clay or CNTs 
are coated onto the surfaces of the polymer pellets by a 
milling process (e.g., utilizing a ball mill or apparatus of 
performing an equivalent process). FIG. 1 illustrates an 
example of Such an apparatus for performing a milling pro 
cess in accordance with aspects of the present invention. The 
introduction of moisture into the mixture of the nanoparticles 
and the polymer pellets results in the nanoparticles more 
easily, firmly, and thoroughly coating onto the Surfaces of the 
polymer pellets. The nanoparticle thin film is formed onto the 
surfaces of the polymer pellets after the mixture is ground for 
a certain time. In this disclosure, the term “ground' will refer 
to the process performed by the milling process. Furthermore, 
though certain time periods, temperatures, revolutions per 
minute, etc. are provided as parameters for the disclosed 
processes, the invention should not be limited to Such param 
eters, but should be expanded to alternative parameters that 
perform a substantially equivalent function or produce Sub 
stantially equivalent result. 
The milling process described herein with added moisture: 
1. Causes nanoparticles to attach onto the Surfaces of the 
polymer pellets. 

2. Breaks down large clusters of the nanoparticles by the 
bombardment of the mixture of the nanoparticles and the 
polymer pellets, which further disperses the nanopar 
ticles in the polymer matrix after the melt compounding 
process. 

3. Results in diminishing of the nanoparticles dislodging 
from the pellets when the nanoparticle-coated polymer 
pellets are fed into the apparatus during the melt com 
pounding process because the nanoparticles are better 
adhered onto the polymer pellets. Because nanoparticles 
are potentially harmful to humans, from a safety point of 
view, the nanoparticle-coated polymer pellets are a safer 
material to handle for humans and safer for the environ 
ment during the compounding process. 

4. Results in a much more even loading of the CNTs in the 
polymer during the melt compounding process. 
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Cases are described hereinafter to illustrate aspects of the 
invention. For these examples, nylon 6 and/or nylon 11 were 
utilized as the polymer matrix, and nanoclay and/or CNTs as 
the nanoparticles. Other fillers such as graphite particles, 
carbon fibers, fullerenes, carbon nanotubes, ceramic par 
ticles, glass particles, metal particles, metal alloy particles, or 
any combination thereof may also be utilized. Other types of 
polymers including, but not limited to, thermoplastic and 
thermosetting polymers, may be used in place of, or together 
with, nylon 6 and/or nylon 11. Thermoplastic polymers that 
may be used as described herein include, but are not limited 
to, polycarbonates, polyamides, polyesters (e.g., polybuty 
lene terephthalate and polyethylene terephthalate), poly 
ethers, thermoplastic polyurethanes, polyacetals, fluorinated 
polymers (e.g., polyvinylidene fluoride), polyetherSulfones, 
polyolefins (e.g., polyethylene and polypropylene), polyim 
ides, polyacrylates (polymethylmethacrylate), polyphe 
nylene oxides, polyphenylene Sulfides, polyether ketones, 
polyarylether ketones, styrene polymers (e.g., polystyrene), 
styrene copolymers (e.g., styrene acrylonitrile copolymers), 
acrylate rubbers, acrylonitrile-butadiene-styrene block 
copolymers, polyvinyl chloride, or any combination thereof. 
Thermosetting polymers that may be used as described herein 
include, but are not limited to, epoxies, phenolics, cyanate 
esters (CEs), bismaleimides (BMIs), polyimides, or any com 
bination thereof. 

The nanoparticles are coated onto the surfaces of the pellets 
by a milling process as previously disclosed. The pellets are 
then heated to form a molten liquid at certain temperatures 
and melt compounded or cured to form a nanocomposite. 
Further mixing Such as stirring or ultrasonication may be 
performed before the curing process. Thermosetting poly 
mers that are in liquid form at room temperature (e.g., 
EPONR) Resin 828 epoxy) may be cooled to a lower tempera 
ture to form a solid material. The solid material may then be 
broken into pellets. The milling process may be performed at 
lower temperatures for polymers that are liquid at room tem 
perature than polymers that are solid at room temperature. 

Case 1: Nylon 6/Multiwall Carbon Nanotube (MWNT) 
Nanocomposites 

Nylon 6 pellets, such as commercially available from UBE 
Co., Japan (product name: SF1018A) were utilized. The car 
bon nanotubes used in this case were MWNTs (such as com 
mercially available from Bayer MaterialScience, product 
name Baytubes, grade C 150P). The average diameter of 
the MWNTs was approximately 13 nanometers (nm) with a 
length of 5-20 Lum (micrometers or microns). 

Referring to FIG. 2, in step 201, both MWNTs and nylon 6 
pellets were dried in a vacuum oven at 80° C. for approxi 
mately 16 hours to eliminate any moisture. Then they were 
inserted in a glass containerto go through the milling process. 
In this case, 0.4 wt.% CNTs were used in a nylon 6 matrix. 
The mixture of MWNTs (1.82 g (grams)) and nylon 6 (454g) 
pellets was ground at 60 rev/min (revolutions per minute) for 
approximately 6 hours. The MWNTs were then coated onto 
the surfaces of the nylon 6 pellets. Portions of the MWNTs 
were coated onto the surfaces of the nylon 6 pellets. However, 
separation between the MWNTs and the nylon 6 pellets was 
also observed. The mixture was ground for a further amount 
of time, but it did not improve the coating of the MWNTs onto 
the surfaces of the nylon 6 pellets. Separation between the 
MWNTs and the nylon 6 pellets was still observed. 

It was found that the introduction of moisture makes it 
easier for the MWNTs to be coated onto the surfaces of the 
nylon 6 pellets. Therefore, in another example, the MWNTs 
and nylon 6 pellets were dried in a vacuum oven at 80°C. for 
approximately 16 hours. 5 ml of water was added into the 
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4 
mixture of MWNTs (1.82 g) and nylon 6 (454g) pellets in a 
glass container which was ground at 60 rev/min for approxi 
mately 2 hours. In this example, the MWNTs were fully 
coated onto the surfaces of the nylon 6 pellets. No separation 
between the MWNTs and the nylon 6 pellets was observed. 
The water was absorbed by both the MWNTs and nylon 6 
pellets, with no water separated from the mixture. Because 
the MWNT-coated nylon 6 pellets had moisture (water was 
absorbed), the mixture was dried in a vacuum oven at 80°C. 
for approximately 16 hours to eliminate the moisture. There 
was no separation observed between the MWNTs and the 
nylon 6 pellets after this drying process. 

In order to determine whether alternative solvent/liquid(s) 
would also work, 5 ml of IPA (isopropyl alcohol) was added 
in the mixture of MWNTs (1.82 g) and nylon 6 (454g) pellets 
in a glass container, which was then ground at 60 rev/min for 
approximately 2 hours. No separation between the MWNTs 
and the nylon 6 pellets was observed. The mixture was dried 
in a vacuum oven at 80° C. for approximately 16 hours to 
eliminate the moisture. No separation was observed between 
the MWNTs and the nylon 6 pellets after this drying process. 

Other solvents, such as acetone, methanol, ethanol, etc. 
will also work for the processes described herein. Vapor and 
stream of water, IPA, acetone, methanol, ethanol, and other 
solvents will also work when introduced into the mixture of 
the nanoparticles and the polymer pellets. With respect to all 
of the embodiments disclosed herein, when any of the terms 
“water,” “moisture, and/or “solvent are used, it should be 
understood that these terms are interchangeable. 

FIG. 3 shows digital photographs of neat nylon 6 pellets 
(see FIG.3(a)), which are transparent; MWNT-coated nylon 
6 pellets without the addition of a solvent (e.g., water) (see 
FIG. 3(b)) in which portions of the MWNTs are separated 
from the nylon 6 pellets (as indicated by the particles adhering 
to the sides of the plastic container containing the pellets): 
and, MWNT-coated nylon 6 pellets with the addition of a 
solvent (e.g., water) (see FIG.3(c)) in which the MWNTs are 
coated onto the surfaces of the nylon 6 pellets without any 
separation between the MWNTs and nylon 6 pellets. For the 
MWNTs-coated nylon 6 pellets ground with a solvent (e.g., 
water), no separation between the MWNTs and the nylon 6 
pellets was observed after the drying process. 
A determination was then made whether the process of 

MWNT coating on the surfaces of the nylon 6 pellets is 
beneficial for the properties of the MWNT-reinforced nylon 6 
nanocomposite. The MWNT/nylon 6 mixture was melt com 
pounded by an extrusion process to make a nanocomposite. In 
this case, the electrical resistivity of the MWNT-reinforced 
nylon 6 nanocomposite was characterized. The following 
mixtures were prepared into MWNT-reinforced nylon 6 
nanocomposites: 

(1) MWNTs (0.4 wt.%)+nylon 6 (no milling process of the 
mixture was utilized, thus the MWNTs were separated 
from the nylon 6 pellets): 

(2) MWNTs (0.4 wt.%)+nylon 6 (milling process was 
utilized, but without the introduction of a solvent, such 
as water. This is the case as shown in FIG.3(b)); 

(3) MWNTs (0.4 wt.%)+nylon 6 (milling process was 
utilized and a solvent, Such as water, was introduced. 
This is the case as shown in FIG. 3(c)). 

All the above mixtures were dried in a vacuum oven at 80° 
C. for approximately 16 hours prior to the melt compounding 
process. A HAAKERheomex CTW 100 twin screw extruder 
was utilized to melt compound MWNT/nylon 6 nanocompos 
ites. Following are the parameters used in this process: 

Screw Zone 1 temperature 240° C.; 
Screw Zone 2 temperature 230°C.; 
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Screw Zone 3 temperature 230°C.; 
Die temperature 220°C.; 
Screw speed—100 rpm. 
The compounded nanocomposite fiber was quenched in 

water immediately after the compounding process and pal 
letized utilizing a Haake PP1 Pelletizer POSTEX. The nano 
composite pellets were dried in a vacuum oven at 80° C. for 
approximately 16 hours prior to the next procedure. MWNT 
reinforced nylon 6 nanocomposite sheets were then made by 
utilizing a hot pressing process for Surface resistivity testing 
at a temperature of 23.0°C. The thicknesses of the sheets were 
approximately 100 Lum. For comparison, a sheet of the neat 
nylon 6 was also made. Table 1 shows the surface resistivity 
of the MWNT-reinforced nylon 6 nanocomposites (samples) 
at a MWNT loading of 0.4 wt.%. 

TABLE 1. 

Surface resistivity 
Sample # Material ohm square (S2D) 

1 Neat nylon 6 >1012 
2 MWNT(0.4 wt.%)/nylon 6* 6.4x 108 
3 MWNT(0.4 wt.%), nylon 6** 8.8 x 10 
4 MWNT(0.4 wt.%), nylon 6*** 1.8 x 10 

*MWNTs were separated from the nylon 6 before compounding (no milling process was 
utilized) 
**Milling process was used but without introduction of water for coating MWNTs onto the 
surfaces of the nylon 6 pellets. 
***Milling process was used and water was introduced for coating MWNTs onto the 
surfaces of the nylon 6 pellets. 

Table 1 shows that the neat nylon 6 sheet (sample #1) is 
insulating (surface resistivity >10'2/O). The mixture of the 
MWNTs and the nylon 6 pellets produced through the milling 
process associated with sample #3 had a Surface resistivity 
two orders lower than the mixture produced without the pro 
cess (sample #2). When the solvent was introduced into the 
milling process, the Surface resistivity of the sample was 
further lowered (sample #4). The resistivity of CNT-rein 
forced polymer nanocomposites is lowered with better dis 
persion of the CNTs (see Hui Chen, Harish Muthuraman, 
Paul Stokes, Jianhua Zou, Xiong Liu, Jinhai Wang, Qun Huo, 
Saiful I Khondaker, and Lei Zhai, “Dispersion of carbon 
nanotubes and polymer nanocomposite fabrication using tri 
fluoroacetic acid as a co-solvent,” Nanotechnology 18(41), 
415607 (2007), which is hereby incorporated by reference 
herein). Thus, in this case, Sample #4 has the best dispersion 
of the MWNTs compared with samples #2 and #3. It also 
indicates that the milling process of the MWNT and nylon 6 
pellets significantly improves the dispersion of the MWNTs. 
And, introduction of a solvent during the milling process 
further improves the dispersion. 

Case 2: Nylon 6/Multiwall Carbon Nanotube (MWNT) 
Nanocomposites at Higher Loading of the MWNTs. 
A first mixture of the MWNTs and nylon 6 was processed 

through the milling process at a MWNT loading of 3 wt.% 
(14.25 g MWNTs with 454g nylon 6 pellets). 454g nylon 6 
pellets and 14.25g MWNTs were added into a glass container 
(so the content of the MWNTs in the mixture is 3 wt.%). The 
mixture was ground using a tumbler at a speed of 50 rev/min 
for 6 hours. FIG. 4 shows a digital photograph of the mixture 
after the ground process. It can be seen that the majority of the 
MWNTs were not coated onto the surfaces of the nylon 6 
pellets. The loading of the MWNTs coated onto the surfaces 
of the nylon 6 pellets was around 0.2 wt.%, which was 
weighed calculated after the separated MWNTs were 
removed. 
A second mixture of 454 g nylon 6 pellets and 14.25 g 

MWNTs was added into a glass container. 10 ml of ionized 
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6 
water was also added to the container. The mixture was 
ground using the tumblerata speed of 50 rev/min for approxi 
mately 6 hours. FIG. 5 shows a digital photograph of the 
mixture after the ground process. It can be seen that a portion 
of the MWNTs were coated onto the surfaces of the nylon 6 
pellets. However, severe separation was observed between 
the MWNTs and the nylon 6 pellets. The loading of the 
MWNTs coated onto the surfaces of the nylon 6 pellets was 
around 1.0 wt.%, which was weighed calculated after the 
separated MWNTs were removed. 
A third mixture of 454 g nylon 6 pellets and 14.25 g 

MWNTs was added into a glass container. 45 ml of ionized 
water was also added to the container. The mixture was 
ground using the tumblerata speed of 50 rev/min for approxi 
mately 6 hours. FIG. 6 shows a digital photograph of the 
mixture after the ground process. FIG. 7 shows a higher 
magnification digital photograph of FIG. 6 showing that the 
MWNTs were successfully coated onto the surfaces of the 
nylon 6 pellets. There was not any separation between the 
MWNTs and the nylon 6 pellets. There was also not any 
separation between the MWNTs and the nylon 6 pellets after 
this mixture was dried in a vacuum at 80° C. for approxi 
mately 16 hours. FIG. 8 shows a digital photograph of cross 
section views of the neat nylon 6 pellets (left) and 3.0 wt.% 
MWNTs coated onto the surfaces of the nylon 6 pellets 
(right), which shows that the coating of the MWNTs on the 
nylon 6 pellets is uniform and Smooth. 
The above mixtures were dried in a vacuum at 80° C. for 

approximately 16 hours for the melt compounding process as 
similarly described in case 1. For comparison, the mixture of 
the MWNTs (3.0 wt.%) and the nylon 6 pellets without the 
milling process was also compounded. The compounded 
nanocomposite fiber was quenched in water after the com 
pounding process and palletized. MWNT-reinforced nylon 6 
nanocomposite sheets were then made by using a hot pressing 
process for surface resistivity testing at a temperature of 230° 
C. The thicknesses of the sheets were approximately 100 um. 
For comparison, a sheet of the neat nylon 6 was also made. 
Table 2 shows the surface resistivity of the MWNT-reinforced 
nylon 6 nanocomposites (samples) at a MWNT loading of 3.0 
wt.%. 

TABLE 2 

Sample # Material Surface resistivity (9.2/( ) 

5 MWNT(3.0 wt.%), nylon 6* 6.4 x 10 
6 MWNT(3.0 wt.%), nylon 6** 1.8 x 10 
7 MWNT(3.0 wt.%), nylon 6*** 8.8 x 10' 
8 MWNT(3.0 wt.%), nylon 6**** 2.3 x 10 

*MWNTs were separated from the nylon 6 before compounding (no milling process was 
utilized). 
**Milling process was used but without introduction of water for coating MWNTs onto the 
surfaces of the nylon 6 pellets. 
***Milling process was used and water was introduced for coating MWNTs onto the 
surfaces of the nylon 6 pellets (454g nylon 6 pellets + 14.25g MWNTs + 10 ml water). 
****Milling process was used and water was introduced for coating MWNTs onto the 
surfaces of the nylon 6 pellets (454g nylon 6 pellets + 14.25g MWNTs + 45 ml water). 

It can be seen that the surface resistivity of the samples is 
lower if more MWNTs are coated onto the surfaces of the 
nylon 6 pellets. If the MWNTs (3 wt.%) are fully coated onto 
the surfaces of the nylon 6 pellets (sample #8), the surface 
resistivity of the nanocomposite is almost 30 times lower than 
that of the mixture without milling process (sample #5). FIG. 
9 shows optical microscopic images of samples #5 (FIG. 
9(a)) and #8 (FIG. 9(b)). It can be seen that if the mixture of 
the MWNTs and the nylon 6 is processed through the milling 
process with water (or other solvent), the MWNTs are much 
more dispersed than the sample #5 without milling process 
(large MWNT clusters at sizes of 100 um are seen). It also 
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confirms that in Case 1, the MWNTs were better dispersed 
when the mixture of the MWNTs and nylon 6 pellets was 
processed through the milling process. 

Alternatively, 10 wt.% of MWNTs was fully coated onto 
the surfaces of the nylon 6 pellets using 120 ml of water as the 
moisture. After the drying process, no separation between the 
MWNTs and the nylon 6 pellets occurred. Higher loading of 
the MWNTs (>10 wt.%) can be fully coated onto the surfaces 
of the nylon 6 pellets when a certain quantity of moisture is 
introduced during the milling process. 

Case 3: Nylon 6/Double Wall Carbon Nanotube (DWNT) 
Nanocomposites 
The DWNTs were commercially obtained from Nanocyl, 

Inc., Belgium. These DWNTs were purified and had an aver 
age diameter of 2-5 nm at a length of 5-20 Lum. 
The following mixtures were run through the milling pro 

CSS 

1. DWNT (0.4 wt.%)+nylon 6pellets (1.82g DWNTs+454 
g nylon 6 pellets): 

2. DWNTs (1.0 wt.%)+nylon 6 pellets (4.59 g DWNTs+ 
454g nylon 6 pellets): 

3. DWNTs (1.0 wt.%)+nylon 6 pellets+water (4.59 g 
DWNTs--454g nylon 6 pellets+5 ml water). 

The first mixture of DWNTs (1.82 g) and nylon 6 (454g) 
pellets were put in a glass container and ground at 60 rev/min 
for approximately 6 hours (the loading of the DWNTs was 0.4 
wt.%). The DWNTs coated the surfaces of the nylon 6 pellets. 
No separation between the DWNTs and the nylon 6 pellets 
was observed. In case 1 mentioned above, the MWNTs at a 
loading of 0.4 wt.% were not fully coated onto the surfaces of 
the nylon 6 pellets; since the diameters of the DWNTs are 
smaller than that of the MWNTs, the Van de Waals forces are 
stronger resulting in being more easily coated onto the Sur 
faces of the nylon 6 pellets. 
The second mixture of DWNTs (4.59 g) and nylon 6 (454 

g) pellets were put in a glass container and ground at 60 
rev/min for approximately 6 hours (the loading of the 
DWNTs was 1.0 wt.%). A portion of the DWNTs were coated 
onto the surfaces of the nylon 6 pellets. However, separation 
between the DWNTs and the nylon 6 pellets was also 
observed. The mixture was then further ground for a longer 
period of time, but it did not improve the coating of the 
DWNTs onto the surfaces of the nylon 6 pellets; separation 
between the DWNTs and the nylon 6 pellets was still 
observed. 

Next, 5 ml water was added into the third mixture of 
DWNTs (4.59 g) and nylon 6 (454g) pellets in a glass con 
tainer, which were ground at 60 rev/min for approximately 2 
hours. This time, the DWNTs were fully coated onto the 
surfaces of the nylon 6 pellets, with no separation between the 
DWNTs and the nylon 6 pellets. The water was absorbed by 
both the DWNTs and nylon 6 pellets; no water was observed 
separated from the mixture. Because the DWNT-coated nylon 
6 pellets had some residual moisture (water was absorbed), 
the mixture was dried in a vacuum oven at 80°C. for approxi 
mately 16 hours to fully eliminate the moisture. There was no 
separation observed between the DWNTs and the nylon 6 
pellets after the drying process. 

In order to test whether the process of DWNT coating on 
the surfaces of the nylon 6 pellets was beneficial to the prop 
erties of the DWNT-reinforced nylon 6 nanocomposite, the 
DWNT/nylon 6 mixture was melt compounded by an extru 
sion process to make a nanocomposite. The electrical resis 
tivity and mechanical properties of the DWNT-reinforced 
nylon 6 nanocomposites was characterized. The following 
mixtures were prepared as DWNT-reinforced nylon 6 nano 
composites: 
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8 
(1) DWNTs (0.4 wt.%)+nylon 6 (no milling process of the 

mixture was used, meaning the DWNTs were separated 
from the nylon 6 pellets): 

(2) DWNTs (0.4 wt.%)+nylon 6 (milling process was used 
but without introduction of water); 

(3) DWNTs (1.0 wt.%)+nylon 6 (milling process was used 
without water); 

(4) DWNTs (1.0 wt.%)+nylon 6 (milling process was used 
and water was introduced); 

All the mixtures were dried in a vacuum oven at 80°C. for 
approximately 16 hours prior to the melt compounding pro 
cess. AHAAKERheomex CTW 100 twin Screw extruder was 
used to melt compound DWNT/nylon 6 nanocomposites. 
Following are the parameters used in this process: 

Screw Zone 1 temperature 240° C.; 
Screw Zone 2 temperature 230°C.; 
Screw Zone 3 temperature 230°C.; 
Die temperature 220° C.; 
Screw speed—100 rpm. 
The compounded nanocomposite fiber was quenched in 

water immediately after the compounding process and pal 
letized using a Haake PP1 Pelletizer POSTEX. The nanocom 
posite pellets were dried in a vacuum oven at 80° C. for 
approximately 16 hours prior to the next procedure. DWNT 
reinforced nylon 6 nanocomposite sheets were then made by 
using a hot pressing process for Surface resistivity testing at a 
temperature of 230° C. The thickness of the sheets was 
approximately 100 um. For comparison, a sheet of neat nylon 
6 was also made. Table 3 shows the surface resistivity of the 
samples. A Mini-Jector (Model 55, Mini-Jector Machinery 
Corp. Newbury, Ohio, USA) laboratory-scale injection mold 
ing machine was used to make impact bars for physical test 
ing. Samples were molded with specific dimensions using 
ASTM-specified molds (ASTM D638 for tensile strength 
testing: ASTM D790 for flexural modulus testing). Following 
are the parameters used: 

Injection pressure 70 bar; 
Holding pressure 35 bar; 
Holding time—40 seconds; 
Heating Zone 1 temperature 230° C.; 
Heating Zone 2 temperature 230° C.; 
Nozzle temperature 240°C.; 
Mold temperature–60-80° C. 
For comparison, neat nylon 6 specimens were also molded. 

The specimens were dried in a desiccator for approximately 
40 hours of conditioning before the testing process. 

TABLE 3 

Sam- Tensile Flexural Surface 
ple strength modulus resistivity 
# Material (MPa) (GPa.) (S2) 

1 Neat nylon 6 75 2.5 >1012 
9 DWNT(0.4 wt.%), nylon 6* 72 2.7 8.8 x 107 
10 DWNT(0.4 wt.%), nylon 6** 81 3.0 7.2 x 106 
11 DWNT(1.0 wt.%), nylon 6*** 82 3.3 3.2 x 10 
12 DWNT(1.0 wt.%), nylon 6**** 88 3.7 9.8 x 10' 

*DWNTs were separated from the nylon 6 before compounding (no milling process was 
utilized) 
**Milling process was used but without introduction of water for coating DWNTs onto the 
surfaces of the nylon 6 pellets. 
***Milling process was used and water was not introduced for coating DWNTs onto the 
surfaces of the nylon 6 pellets. 
****Milling process was used and water was introduced for coating DWNTs onto the 
surfaces of the nylon 6 pellets (454g nylon 6 pellets + 4.59 gDWNTs +5 ml water). 

It can be seen that the surface resistivity of the samples is 
lower if more MWNTs are coated onto the surfaces of the 
nylon 6 pellets. When the DWNTs (1.0 wt.%) are fully coated 
onto the surfaces of the nylon 6 pellets (sample #12), the 
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Surface resistivity of the nanocomposite is more than 3 times 
lower than that of the mixture milling process without mois 
ture introduction (sample #11). Correspondingly, if the 
DWNTs are not coated onto the surfaces of the nylon 6 pellets 
(sample #9), the tensile strength is even lower than that of the 5 
neat nylon 6. These results are consistent with another pub 
lication in which it was disclosed that CNT-reinforced nylon 
6 nanocomposites synthesized by a melt compounding pro 
cess possess worse mechanical properties than neat nylon 6 
(see Dhanote, “Nanocomposites with functionalized carbon 10 
nanotubes.” Mat. Res. Soc. Symp. Proc. Vol. 788, L11.17.1- 
L11.17.6, which is hereby incorporated by reference herein). 
This means that the non-dispersed DWNT large clusters 
potentially perform as defects in the nylon 6 matrix and 
damage the mechanical properties. When the DWNTs were 15 
fully coated onto the surfaces of the nylon 6 pellets, the 
mechanical properties were significantly improved (samples 
#10 and #12). For sample #10, at the DWNT loading of 0.4 
wit. '%, the tensile strength and flexural modulus were 
improved 8% and 20%, respectively, compared to the neat 20 
nylon 6. At the DWNT loading of 1.0 wt.% (sample #12), the 
tensile strength and flexural modulus were improved 17% and 
40%, respectively, compared to the neat nylon 6. 

3 wt.% of the DWNTs were also fully coated onto the 
surfaces of nylon 6 pellets using 10 ml of the water as the 25 
moisture, and 10 wt.% of the DWNTs fully onto the surfaces 
of the nylon 6 pellets using 25 ml of the water as the moisture. 
After a drying process, no separation between the DWNTs 
and the nylon 6 pellets occurred. The higher loading of the 
DWNTs (>10 wt.%) can be fully coated onto the surfaces of 30 
the nylon 6 pellets when a certain quantity of moisture is 
introduced during the milling process. 

In Cases 1-3, MWNTs and DWNTs were chosen for 
experimentation. However, single wall CNTs (SWNTs) may 
also be utilized. 35 

Case 4: Nylon 11/Clay Nanocomposites 
Nylon 11 pellets were commercially obtained from 

Arkema Co., Japan (product name: RILSANR) BMV-P20 
PA11). Clay (particles) was commercially obtained from 
Southern Clay Products (product name: CLOISITER) series 40 
93A), which is a natural montmorillonite modified with a 
ternary ammonium salt. 

The following mixtures were processed through the mill 
ing process: 

1. Clay (5.0 wt.%)+nylon 11 pellets (23.90 g clay+454g 45 
nylon 6 pellets): 

2. Clay (5.0 wt.%)+nylon 11 pellets (23.90 g clay--454g 
nylon 6 pellets+30 ml of water); 

3. Clay (10.0 wt.%)+nylon 11 pellets (50.04 g clay--454g 
nylon 6 pellets): 50 

4. Clay (10.0 wt.%)+nylon 11 pellets (50.04 g clay--454g 
nylon 6 pellets+55 ml of water). 

The first mixture of clay (23.90 g) and nylon 11 (454g) 
pellets was placed in a glass container and ground at 60 
rev/min for approximately 6 hours (the loading of the clay 55 
was 5.0 wt.%). The clay particles coated onto the surfaces of 
the nylon 11 pellets. It was observed that portions of the clay 
particles were coated onto the surfaces of the nylon 11 pellets. 
However, separation between the clay and the nylon 6 pellets 
was also observed. The mixture was then further ground for 60 
an additional period of time, but this did not improve the 
coating of the clay particles onto the Surfaces of the nylon 11 
pellets. Separation between the clay and the nylon 11 pellets 
was still observed. 

30 ml ionized water was added into the second mixture of 65 
clay (23.90 g) and nylon 11 (454g) pellets in a glass container 
and ground at 60 rev/min for approximately 6 hours (the 

10 
loading of the clay was 5.0 wt.% in the nylon 11 matrix). The 
clay particles coated onto the Surfaces of the nylon 11 pellets, 
with no observed separation between the clay particles and 
the nylon 11 pellets. The mixture was dried in a vacuum oven 
at 80° C. for approximately 16 hours to eliminate the mois 
ture. Still there was no separation observed between the clay 
and the nylon 11 pellets after the drying process. 
The third mixture of clay particles (50.04 g) and nylon 11 

(454g) pellets were put in a glass container and ground at 60 
rev/min for approximately 6 hours (the loading of the clay 
was 10.0 wt.%). Clay particles coated onto the surfaces of the 
nylon 11 pellets. It was observed that portions of the clay 
particles were coated onto the surfaces of the nylon 11 pellets. 
However, separation between the clay and the nylon 6 pellets 
was also observed. The mixture was further ground for an 
additional period of time, but it did not improve coating of the 
clay particles onto the surfaces of the nylon 11 pellets. Sepa 
ration between the clay and the nylon 11 pellets was still 
observed. 

55 ml ionized water was added into the fourth mixture of 
clay particles (50.04 g) and nylon 11 (454g) pellets in a glass 
container and ground at 60 rev/min for approximately 6 hours 
(the loading of the clay was 10.0 wt.% in the nylon 11 
matrix). Clay particles coated onto the Surfaces of the nylon 
11 pellets. No separation between the clay particles and the 
nylon 11 pellets was observed. The mixture was dried in a 
vacuum oven at 80° C. for approximately 16 hours to fully 
eliminate the moisture. Still, there was no separation 
observed between the clay and the nylon 11 pellets after the 
drying process. 
The following mixtures were prepared to clay-reinforced 

nylon 11 nanocomposites: 
(1) Clay (5.0 wt.%)+nylon 11 pellets (no milling process 

of the mixture was used, meaning the clay particles were 
separated from the nylon 6 pellets): 

(2) Clay (5.0 wt.%)+nylon 11 pellets (milling process of 
the mixture was used without moisture); 

(3) Clay (5.0 wt.%)+nylon 11 pellets (23.90 g clay--454g 
nylon 6 pellets+30 ml water for milling process); 

(4) Clay (10.0 wt.%)+nylon 11 pellets (no milling process 
of the mixture was used, meaning the clay particles were 
separated from the nylon 6 pellets): 

(5) Clay (10.0 wt.%)+nylon 11 pellets (50.04.90 g clay-- 
454g nylon 6 pellets+55 ml water for milling process). 

All the above mixtures were dried in a vacuum oven at 80° 
C. for approximately 16 hours prior to the melt compounding 
process. A HAAKERheomex CTW 100 twin screw extruder 
was used to melt compound the nylon 11/clay nanocompos 
ites. Following are the parameters used in this process: 

Screw Zone 1 temperature 240° C.; 
Screw Zone 2 temperature 230°C.; 
Screw Zone 3 temperature 230°C.; 
Die temperature 220° C.; 
Screw speed—100 rpm. 
The compounded nanocomposite fiber was quenched in 

water after the compounding process and palletized using a 
Haake PP1 Pelletizer POSTEX. The nanocomposite pellets 
were dried in a vacuum oven at 80° C. for approximately 16 
hours prior to the next procedure. A Mini-Jector (Model 55, 
Mini-Jector Machinery Corp., Newbury, Ohio, USA) labora 
tory-scale injection molding machine was used to make 
impact bars for physical testing. Samples were molded with 
specific dimensions using ASTM-specified molds (ASTM 
D790 for flexural modulus and ASTM D256 for notched 
impact testing). Following are the parameters used: 

Injection pressure 70 bar; 
Holding pressure 35 bar; 
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Holding time—40 seconds; 
Heating Zone 1 temperature—230° C.; 
Heating Zone 2 temperature—230° C.; 
Nozzle temperature 240°C.; 
Mold temperature 60-80° C. 
For comparison, neat nylon 11 specimens were also 

molded. The specimens were dried in a desiccator for 
approximately 40 hours conditioning before the testing pro 
CCSS, 

Table 4 shows the mechanical properties (tensile strength 
and impact strength) of the nylon 6/CNT nanocomposites. 

TABLE 4 

Flexural 
modulus Impact strength 

Sample # Material (GPa.) (kgf cmcm) 

13 Neat nylon 11 O.S33 12.3 
14 Clay(5.0 wt.%), nylon 11* O.928 21.2 
15 Clay(5.0 wt.%), nylon 11** 1.04 3O.S 
16 Clay(5.0 wt.%), nylon 11*** 1.14 32.8 
17 Clay(10.0 wt.%), nylon 11**** 1.35 27.8 
18 Clay(10.0 wt.%), nylon 11***** 1.57 35.7 

Clay particles were separated from the nylon 11 before compounding (no milling process 
was utilized). 
**Milling process was used but without introduction of water for coating clay onto the 
surfaces of the nylon 11 pellets. 
***Milling process was used and water was introduced for coating clay onto the surfaces of 
the nylon 11 pellets. 
****Milling process was used but without introduction of water for coating clay onto the 
surfaces of the nylon 11 pellets. 
*****Milling process was used and water was introduced for coating clay onto the surfaces 
of the nylon 11 pellets. 

It can be seen clearly that the mechanical properties of clay 
reinforced nylon 11 nanocomposites pre-treated by a milling 
process without this process (sample #14). By introducing 
moisture (e.g., water) into the mixture during the milling 
process, higher loading of the clay particles can be coated 
onto the surfaces of the nylon 11 pellets, and better mechani 
cal properties are also achieved. 
A mixture of clay with nylon 11 at clay loading of 20 wt.% 

was also processed through the milling process with mois 
ture. The clay particles were fully coated onto the surfaces of 
the nylon 11 pellets when 100 ml of a solvent (e.g., water) was 
used. Higher loading of the clay (20 wt.%) can also be fully 
coated onto the surfaces of the nylon 11 pellets by introducing 
a certain quantity of moisture. 
What is claimed is: 
1. A method comprising: 
a milling process to coat nanoparticles onto Surfaces of 

polymer pellets, wherein moisture is added during the 
milling process, resulting in a mixture; 

drying the mixture; and 
compounding the mixture to make a nanocomposite. 
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2. The method as recited in claim 1, wherein the polymer 

pellets comprise thermoplastics. 
3. The method as recited in claim 2, wherein the thermo 

plastics are selected from the group consisting of polycarbon 
ates, polyamides, polyesters, polyethers, thermoplastic poly 
urethanes, polyacetals, fluorinated polymers, 
polyetherSulfones, polyolefins, polyimides, polyacrylates, 
polyphenylene oxides, polyphenylene Sulfides, polyether 
ketones, polyarylether ketones, styrene polymers, styrene 
copolymers, acrylate rubbers, acrylonitrile-butadiene-sty 
rene block copolymers, polyvinyl chloride, and any combi 
nation thereof. 

4. The method as recited in claim 1, wherein the polymer 
pellets comprise thermosets. 

5. The method as recited in claim 4, wherein the thermosets 
are selected from the group consisting of epoxies, phenolics, 
cyanate esters, bismaleimides, polyimides, and any combina 
tion thereof. 

6. The method as recited in claim 1, wherein the moisture 
is selected from the group consisting of water, IPA, acetone, 
methanol, and ethanol. 

7. The method as recited in claim 1, wherein the moisture 
comprises a vapor or stream selected from the group consist 

5 ing of water, IPA, acetone, methanol, and ethanol. 
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8. The method as recited in claim 1, wherein the nanopar 
ticles comprise clay nanoparticles. 

9. The method as recited in claim 1, wherein the nanopar 
ticles comprise carbon nanotubes. 

10. The method as recited in claim 1, wherein the nanopar 
ticles comprise graphite particles. 

11. The method as recited in claim 1, wherein the nanopar 
ticles comprise carbon fibers. 

12. The method as recited in claim 1, wherein the nanopar 
ticles comprise fullerenes. 

13. The method as recited in claim 1, wherein the nanopar 
ticles comprise ceramic particles. 

14. The method as recited in claim 1, wherein the nanopar 
ticles comprise glass particles. 

15. The method as recited in claim 1, wherein the nanopar 
ticles comprise metal nanoparticles. 

16. The method as recited in claim 1, wherein the nanopar 
ticles comprise alloy nanoparticles. 

17. The method as recited in claim 1, wherein the milling is 
performed with a ball mill apparatus. 

18. The method as recited in claim 1, wherein the moisture 
is added to enhance the coating of the nanoparticles onto the 
surfaces of the polymer pellets. 

k k k k k 


